Computational Details
All electronic structure calculations were carried out with Gaussian09 1 at the B3LYP level of theory. The triple-ξ quality Def2-TZVPD basis set was employed for al atoms, including the associated pseudopotential for Pt. All optimized structures were characterized as true minima of the corresponding potential energy surfaces by vibrational analysis. Relative energies of conformers were calculated as the difference between the zero-point corrected electronic energies (ZPE).
Molecular electrostatic potential (MEP) maps were built on the electron density 0.001 au isosurface with GaussView. 2 The NBO analysis was done at the B3LYP/Def2-TZVPD level with the NBO3.1 program 3 included in Gaussian09.
Structural searches were performed in the Cambridge Structural Database 4 (CSD, version 5.38 (Nov. 2016 ) + 2 updates). Only structures with their 3D coordinates well defined, not disordered, not polymeric and with R < 10% were allowed in searches.
CSD refcodes of selected examples are given throughout the text as six-letter codes (e.g. ABCDEF). The van der Waals radii used here were those proposed by Alvarez. 5 
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